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Femtosecond-resolved broadband ﬂuorescence studies are reported for[M(bpy)3]2+ (M = Fe, Ru), RuN3
and RuN719 complexes in solution. We investigated the pump wavelength dependence of the ﬂuores-
cence of aqueous [Fe(bpy)3]
2+ and the solvent and ligand dependence of the ﬂuorescence of Ru-com-
plexes excited at 400 nm. For all complexes, the 1MLCT ﬂuorescence appears at zero time delay with a
mirror-like image with respect to the absorption. It decays in 630–45 fs due to intersystem crossing to
the 3MLCT states, but a longer lived component of 190 fs additionally shows up in RuN719 and
RuN3. No solvent effects are detected. The very early dynamics are characterized by internal conversion
(IC) and intramolecular vibrational redistribution (IVR) processes on a time scale which we estimate to
610 fs using the 1MLCT lifetime as an internal clock.
 2011 Elsevier B.V. All rights reserved.1. Introduction
Due to their peculiar excited-state dynamics, metal–polypyri-
dine complexes are extensively used in photochemical applications,
such as solar energy conversion [1–3]. These complexes, of which
ruthenium tris-bipyridine ([Ru(bpy)3]2+) is considered the proto-
type, exhibit a visible absorption band due to the singletmetal-to-li-
gand charge transfer (1MLCT) state. The principle of the dye
sensitized solar cells (DSSCs) is based on the use of such
metal-based molecular systems, of which the RuN3 ([Ru(dcb-
pyH2)2(NCS)2]) dye is the most popular, adsorbed onto a
semiconductor substrate (usually TiO2). Upon excitation of the
1MLCT state, injection of an electron into the substrate occurs [4].
A central issue for the efﬁciency of dye-sensitized solar cells is the
detailed understanding of the mechanisms and time scales of elec-
tron injection. Much effort has been devoted to this aim in the past
15 years, mainly using nanosecond to femtosecond transient
absorption spectroscopy in the visible, near-IR, and mid-IR spectral
regions [5–17]. Overall, itwas concluded that injection spans several
time scales, ranging from a few tens of femtoseconds from the
Franck–Condon accessed state to several picoseconds from the
3MLCT state, which is populated by intersystem crossing (ISC) from
the 1MLCT state. A detailed understanding of the initial events at the
Franck–Condon state requires a description of the ultrafastll rights reserved.
i).
rn, Sidlerstr. 5, CH-3012 Bern,intramolecular processes occurring in the 1MLCT state. For this pur-
pose, ultrafast ﬂuorescence studies have proven very insightful.
Ultrafast time-gated ﬂuorescence is ideal to investigate the evo-
lution of excited molecules because it involves only the ground, the
initially excited state and lower lying excited states eventually
populated from the latter. On the other hand, transient absorption
contains several overlapping contributions due to ground state
bleach, excited state absorption and stimulated emission, which
sometimes complicate the analysis. Bhasikuttan and Okada re-
ported the ﬁrst femtosecond ﬂuorescence measurements at single
emission wavelengths of the RuN3 dye in ethanol with a resolution
of 130 fs [18]. They derived a decay of 40 fs of the ﬂuorescence at
600 nm, which they attributed to intersystem crossing and internal
conversion. They also noted a lengthening of the decay time to-
wards longer emission wavelengths. As pointed out by them, the
limited data available under such conditions did not allow getting
a full picture of the ultrafast relaxation kinetics. In addition, their
laser source ran at a repetition rate of 82 MHz (period 12 ns), while
the 3MLCT lifetime of RuN3 in ethanol is 59 ns [4], which may
cause build-up problems due to reexcitation of the excited state
by subsequent pulses.
We recently reported polychromatic time-resolved ﬂuorescence
studies with a time resolution of 100 fs allowing us to record the
entire emission proﬁle of the system at a given time delay after
excitation [19–21]. We presented results on [Ru(bpy)3]2+ [22]
and [Fe(bpy)3]2+ [23] in aqueous solutions, detecting not only their
short lived 1MLCT ﬂuorescence but also their 3MLCT phosphores-
cence. For both complexes, the decay time of the 1MLCT emission
was found to be 630 fs, and the ﬂuorescence exhibited fairly
52 O. Bräm et al. / Chemical Physics 393 (2012) 51–57similar features, characterized by a strongly Stokes shifted 1MLCT
ﬂuorescence already at zero time delay, with a mirror-like proﬁle
with respect to the absorption band (Fig. 1). This implies sub-
30 fs intramolecular energy relaxation processes preceding the
1MLCT ﬂuorescence, such as internal conversion (IC) in the mani-
fold of 1MLCT states and intramolecular vibrational redistribution
(IVR). Since DSSCs usually operate with RuN3 or RuN719
((Bu4N)2[Ru(dcbpyH)2(NCS)2]2) complexes, we decided to extend
our studies to these complexes, while revisiting the [M(bpy)3]2+
complexes to investigate the pump wavelength and solvent depen-
dences of their ultrafast intramolecular relaxation processes. Fur-
thermore, RuN3 and RuN719 are asymmetric complexes contrary
to [Ru(bpy)3]2+, which allows us to explore the effects of molecular
geometry on the ultrafast relaxation dynamics of this class of
molecules.2. Experimental procedures
The experimental set-up is described in details in Refs. [19–21],
and we just present its features of relevance here. Brieﬂy, the sam-
ple was either excited by 400 nm pulses (typical width 60 fs, power
80 nJ/pulse, focal spot 30 lm (FWHM), at repetition rates of 150–
250 kHz) or between 480 and 700 nm from an optical parametric
ampliﬁer (OPA) system (Coherent, OPA-9400, typical width 70 fs,
power 80 nJ/pulse, focal spot 30 lm (FWHM), at repetition rates
of 150–250 kHz). The emission, collected in forward-scattering
geometry, was up-converted in a 250-mm thick b-barium borate
(BBO) crystal by mixing it with a gate pulse at 800 nm. The up-con-
verted signal was spatially ﬁltered and detected with a spectro-
graph and a liquid-N2-cooled charge-coupled device (CCD)
camera in polychromatic mode. Appropriate Schott ﬁlters (Schott
Glass Technologies) were used to attenuate the remaining
excitation light. This greatly improved the signal-to-noise ratio
but limited the detectable spectral range to a region starting
40 nm after the excitation wavelength up to 690 nm. The time
resolution of the setup is 100 fs, as measured by the FWHM of
a kinetic trace of the Raman line of H2O.
Tris(2,20-bipyridine)iron(II) chloride hexahydrate ([FeII(2,20-
bipyridine)3]Cl2  6H2O) was synthesized according to Ref. [24]
and dissolved in deionized water. The dyes RuN3 ([Ru(dcb-
pyH2)2(NCS)2]) and RuN719 ((Bu4N)2[Ru(dcbpyH)2(NCS)2]2)
[dcbpy = 4,40-dicarboxy-2,20-bipyridine] were synthesizedFig. 1. Steady-state absorption spectra showing the 1MLCT absorption band
(dashed traces) and time-zero ﬂuorescence spectra of [Fe(bpy)3]2+ and [Ru(bpy)3]2+
in water, excited at 25,000 cm1 (black arrow). The horizontal arrows indicate the
respective absorption–emission Stokes shift (from Refs. [22,23]).according to Ref. [25] and dissolved in ethanol, acetonitrile and
water at two different pH’s (5.4 and 7). The solutions, at room tem-
perature, were circulated in a 0.2 mm thick quartz ﬂow-cell at a
speed of 1 m/s to avoid photo-damage. With the above experimen-
tal conditions, the excitation pulses hit the same spot 8 times at
250 kHz. However, since the ground state recovery is several tens
to hundreds of ns, all excited molecules relax to the ground state
between two pulses. The concentration was chosen to have typi-
cally between 0.1 OD and 0.3 OD at the excitation wavelength.
Typical data acquisition times for all up-conversion measurements
were of the order of half an hour for one scan, the scans were re-
peated up to 10 times and then averaged.
The data were analyzed by performing a global ﬁt (GF) of kinetic
traces averaged over 5 nm steps using Eq. (1):









in which we assume two characteristic times (s1,s2) for the emis-
sion decay. The Gaussian term describes the convolution with the
instrument response function (IRF), where DIRF and t0 are its fwhm
and the time zero, respectively. In the GF procedure, the time con-
stants have been considered as common kinetic parameters at all
wavelengths, whereas the amplitudes A1 and A2 have been deter-
mined for each wavelength. In order to reconstruct the time-
integrated spectrum associated to each time constant obtained,
we multiplied the pre-exponential factors A1 and A2 by the respec-
tive decay times and plotted them as a function of wavelength.
3. Results and discussion
Fig. 1 shows the steady state absorption spectra and the previ-
ously reported ﬂuorescence spectra at zero time delay of the [Ru(b-
py)3]2+ and [Fe(bpy)3]2+ complexes [22,23]. The steady-state
absorption shows some structures, which is due to a vibrational
progression of the high frequency Franck–Condon (FC) mode at
1607 cm1 (see also Fig. 2). This progression was more clearly ob-
served in low temperature spectra of single crystals of [Ru(bpy)3]2+
[26] or of [Fe(bpy)3]2+ doped in inert [Zn(bpy)3]2+ matrices [27].
Furthermore, for [Ru(bpy)3]2+ at low temperatures the main pro-
gression contains satellite bands, and additional progressions setFig. 2. Ground state absorption of [Fe(bpy)3]2+ in water (black trace) with its
decomposition in terms of a progression of the Franck–Condon 1607 cm1
vibrational mode (grey lines) [23]. The coloured traces show the time-zero
emission spectra for different excitation wavelengths (marked by vertical arrows
with the respective colours). The emission spectra are cut-off on the blue side
according to the corresponding ﬁlter used to reject excitation light. (For interpre-
tation of the references to colour in this ﬁgure legend, the reader is referred to the
web version of this article.)
Fig. 3. 2D time-wavelength plots of the emission of [Ru(bpy)3]2+ excited at 400 nm
in different solvents. The plots are normalized to the maximum of the ﬂuorescence
(520 nm).
Fig. 4. Top panel: Static absorption and emission spectra of RuN719 in different
solvents. Lower panels: 2D time-wavelength plots of the emission of RuN719
excited at 400 nm in several solvents normalized to the maximum of the
ﬂuorescence (570 nm).
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Franck–Condon progression is observed for [Fe(bpy)3]2+, but not as
clearly as in the case of [Ru(bpy)3]2+ because of a congestion of the
spectrum by underlying contributions. Indeed, in both cases, polar-
ization dependent absorption spectra show that there are several
states absorbing in the region of the 1MLCT state and in particular,
in the 400 nm region [26–28]. Finally, the low energy tail of the
absorption band is clearly due to a weak absorption of the 3MLCT
states (below 20,000 cm1 for the Ru complex [28] and
17,500 cm1 for the Fe one).
In Fig. 1, the time zero ﬂuorescence exhibits a quite similar
absorption–emission Stokes shift for both complexes with, as al-
ready mentioned, a near-mirror image with respect to the absorp-
tion spectrum, as expected for a vibrationally cold emission,
despite the fact that we excite high vibrational levels (m = 2 and
4, respectively) of the high frequency 1607 cm1 mode, which
makes up the dominant progression of the absorption band
(Fig. 2), as well as higher lying electronic states. To further clarify
this behaviour, we measured the ﬂuorescence spectra at t = 0 as a
function of excitation energy, thus allowing us to deposit different
amounts of excess vibrational energy in the excited electronic
state. This was only possible for [Fe(bpy)3]2+ because its absorption
band best matches the range of excitation wavelengths available
with our set-up.
Fig. 2 shows the absorption spectrum of aqueous [Fe(bpy)3]2+
along with its decomposition [23] using the progression of the high
frequency Franck–Condon (FC) mode at 1607 cm1 with a Huang–
Rhys factor S = 0.8, whose bands are represented by Gaussian line
shapes. As already mentioned this description of the absorption
band is not complete as it overlooks the fact that other electronic
states make it up, but it is a useful starting point for the discussion
of our observations. The different pumpwavelengths used to excite
the system are indicated by arrows. The highest excitation fre-
quency used here is close to the position of the v = 4 vibrational le-
vel of the FC mode, while the others excite the v = 0 and v = 1levels. The corresponding emission spectra at t = 0 are also shown.
Over the detection range allowed by the corresponding excitation
cut-off ﬁlter, they clearly show no excitation wavelength depen-
dence. Also to note is the slight disagreement that is observed
around 18,000 cm1 where partial re-absorption (sample-depen-
dent, but always 625%) of the emitted ﬂuorescence occurs due to
the red wing of the absorption band. In all cases the decay of the
1MLCT ﬂuorescence is found to occur in 630 fs, as previously re-
ported under 400 nm excitation and shown to be due to an ultra-
fast intersystem crossing to the 3MLCT state [23]. Note that the
mirror symmetry of the t = 0 emission for [Ru(bpy)3]2+ (Fig. 1) is
also consistent with the lack of excitation wavelength dependence
seen in Fig. 2, since the 400 nm excitation corresponds to the v = 2
level in the former. Together with Fig. 1, this conﬁrms that the
1MLCT ﬂuorescence is vibrationally relaxed on ultrashort time
scales. This implies that the time scale of such a relaxation must
be signiﬁcantly shorter than 30 fs. We stress that the concept of
a ‘‘cold’’ 1MLCT ﬂuorescence is with respect to the high frequency
Franck–Condon mode making up the main progression in absorp-
tion (Fig. 2), but the excess energy is redistributed in lower fre-
quency modes.
Fig. 5. Steady-state absorption spectra of RuN719 in different solvents (red traces)
and time gated ﬂuorescence recorded at zero time delay (blue traces). The samples
were excited at 400 nm. (For interpretation of the references to colour in this ﬁgure
legend, the reader is referred to the web version of this article.)
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upper lifetime sISC  30 fs, determined by the intersystem crossing
(ISC) to the 3MLCT state both in [Ru(bpy)3]2+ and [Fe(bpy)3]2+
[22,23], one can roughly estimate the relaxation time sH (H for
hot) leading to the observed ‘‘cold’’ signal from the ratio R of the
peak ﬂuorescence signal to that of the background on the blue
most side of the spectrum, namely sH  R1sISC. To this purpose,
let us consider the case of 400 nm excitation of [Fe(bpy)3]2+. In ﬁrst
approximation, this will basically populate only the 1MLCT v = 4 le-
vel and the underlying higher electronic states. In the absence of
any relaxation, the initially prepared state(s) should yield a charac-
teristic vibrationally hot emission IH(E) arising from the v = 4 level
to the vibrational levels of the ground state, as well as emission
from higher lying electronic states. By calculating the shape of
IH(E) for the case of the v = 4 emission via the known Frank–Con-
don parameters of [Fe(bpy)3]2+ [23] it turns out that most of the
IH(E) emission intensity (65%) is concentrated in the ‘‘hot’’ region
EH > 19,000 cm1, higher than the centre of gravity of our signal.
Hence, to be consistent with the observed Stokes-shifted ﬂuores-
cence, such an initially prepared hot state must be (incoherently)
depopulated in a time scale sH, leading to a ‘‘cold’’ (C) emitting
state with emission IC(E) that subsequently decays in sISC. Since
both sISC and sH are signiﬁcantly shorter than the 100 fs IRF, the
dynamics is pulse-limited, meaning that time-zero populations of
H and C will be basically proportional to sH and sISC, respectively.
We can thus express the normalized ﬂuorescence line shape as a
weighted combination of hot and cold emission line shapes:
I(E) = (sH + sISC)1[sHIH(E) + sISCIC(E)], namely sH/(sH + sISC) corre-
sponds to the weight of the ‘‘hot’’ contribution to the whole line
shape. Since IH(E) is negligible in the region EC where the signal
peaks, and since IC(E) is negligible in the EH energy region, the last
expression implies that sH  R1sISC within a factor of the order ofunity (basically corresponding to the width ratio between the line
shapes IC(E) and IH(E)).
The ratio R can be assessed by comparing in Fig. 2 the signal at
16,500 cm1 to that at 20,000–21,000 cm1 for the spectrum ex-
cited at 25,000 cm1, yielding R  10:1 (it is worth noting that
reabsorption effects are negligible for this sample both at EH and
EC). This implies a lifetime of <3 fs for the intermediate states lying
between the excitation energy and the ﬂuorescence. Since relaxa-
tion is a cascade among intermediate states, we conservatively
estimate to610 fs the appearance of the Stokes shifted 1MLCT ﬂuo-
rescence in [M(bpy)3]2+ (M = Ru, Fe). Although we used the vibra-
tionally hot emission in the above estimate, the arguments are
perfectly valid for emission from a higher electronic state. This is
actually fully supported by the results below on the RuN719 dye.
The estimate implies that the ‘‘cold’’ 1MLCT emission is formed
on sub-vibrational time scales, which can only be due to ultrafast
IC and IVR [29]. In support of this, we note that the vibrational pro-
gression of the highest frequency mode (1607 cm1) dominating
the 1MLCT absorption band of [M(bpy)3]2+ (M = Ru, Fe) features a
line width of 1700 cm1 of each vibronic line [22,23]. At cryo-
genic temperatures, the line width was observed to be 400–
500 cm1 [26], which would correspond to a lifetime of 10–15 fs,
assuming a fully homogenous lifetime broadening mechanism.
While the observed 1MLCT ﬂuorescence stems from a ‘‘cold’’ elec-
tronic level with respect to the high frequency Franck–Condon
mode, we remark again that energy has been redistributed among
optically silent lower frequency modes, since cooling of the mole-
cule by the solvent is unlikely to occur within such a short time
scale. The high local temperature of the molecule after IVR should
lead to a structureless ﬂuorescence at early times, as opposed to
the vibrational structure that shows up in absorption. Such a
broadening of bands at time zero and their narrowing at later times
was for example clearly visible in our ﬂuorescence up-conversion
study of the 2,5-diphenyloxazole (PPO) dye in cyclohexane
[21,30]. This does not occur here because the 1MLCT lifetime is
too short to allow for the manifestation of cooling.
The above estimate of 610 fs for the dynamical Stokes shift is
signiﬁcantly shorter than any solvation times [31]. However, given
the measurable solvent effects on the absorption spectrum (see
e.g., Ref. [32] for the case of [Ru(bpy)3]2+), we nevertheless ex-
plored their possible inﬂuence in the initial intramolecular relaxa-
tion. Fig. 3 shows the 2D time-wavelength plots of the emission of
[Ru(bpy)3]2+ excited at 400 nm in various solvents. They all feature
a short-lived singlet emission band centred around 500–525 nm,
and a longer lived 3MLCT emission centred around 600–650 nm,
as previously reported [22]. Except for minor spectral shifts be-
tween the different solvents, their dynamics are clearly identical.
Given that the used solvents differ signiﬁcantly in their dielectric
constants, we can safely conclude that the dynamics at ultrashort
times is entirely governed by intramolecular processes. Note that,
as previously reported for the water solvent [22], the 3MLCT phos-
phorescence is already within the ﬁrst 100 fs at its steady state en-
ergy in all solvents.
Because RuN3 and RuN719 are asymmetric compared to [Ru(b-
py)3]2+, we explored the effects of molecular geometry on the
intramolecular dynamics of metal–polypyridine complexes, focus-
ing on RuN719. The static absorption spectrum of RuN719 features
two 1MLCT bands (Fig. 4) located at 500–530 nm and 375–385 nm.
Excitation into these bands leads to the steady-state phosphores-
cence spectrum that peaks at 740–780 nm (Fig. 4). Both absorption
and phosphorescence spectra exhibit clear solvent effects with eth-
anol and acetonitrile having rather similar features while water
clearly stands out. This was analyzed by Fantacci et al. [33] using
a combined Density Functional/Time Dependent Density Func-
tional approach. The blue shift in water compared to ethanol was
related to a decreased dipole moment in the excited state.
Fig. 6. Representative kinetic traces (left panels) and spectra (right panels) from 2D time-wavelength emission plots of RuN3 in ethanol and RuN719 and [Ru(bpy)3]2+ in
water. For a better comparison of the kinetic behaviour, the time traces are normalized to the maximum. The longer lived signal in [Ru(bpy)3]2+ is due to the 3MLCT emission
as already discussed in Ref. [22]. See also ﬁgure S2 where the emission spectra are normalized to 510 nm, highlighting the longer lived red emission in RuN719 and
[Ru(bpy)3]2+. (For interpretation of the references to colour in this ﬁgure legend, the reader is referred to the web version of this article.)
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in water, ethanol and acetonitrile excited at 400 nm are also shown
in Fig. 4. Because of the fast photo-aggregation on the walls of the
ﬂow cell, the integration time used in EtOH and ACN was shorter
than in H2O, leading to a poorer signal to noise ratio. The behaviour
of RuN719 appears to be qualitatively identical to what is observed
above in [Ru(bpy)3]2+ (Fig. 3): the dominant signal in all solvents is
the fast-decaying pulse-limited ﬂuorescence around 550–575 nm.
The 3MLCT phosphorescence is not measured in this case since it
falls outside our detection region. Fig. 5 shows the static absorption
spectra and the time-zero ﬂuorescence spectrum on the same en-
ergy scale. The latter is strongly Stokes-shifted and mirror sym-
metric with respect to the ﬁrst absorption band around 18,000–
20,000 cm1. This points to an ultrafast internal conversion (IC)
from the upper to the lower 1MLCT state, followed by ultrafast
IVR in the latter. Both IC and IVR takes place on a time scale signif-
icantly shorter than the ﬂuorescence lifetime (630–45 fs, see be-
low). Overall, these results (and those for RuN3 in EtOH, not
shown here) infer that also for RuN719 and RuN3 the short time
dynamics is dominated by intramolecular relaxation (IVR/IC) fasterthan ISC and that ﬂuorescence arises from a ‘‘cold’’ state. In conclu-
sion, IVR/IC processes occur on similar ultrafast time scales for all
Ru-complexes studied here, suggesting a weak inﬂuence of the
nature and symmetry properties of the ligands coordinating to
the central atom.
More information on the decay kinetics of RuN719 and RuN3
can be obtained by a detailed analysis of their kinetic traces. In
Fig. 6, we show these for different emission wavelengths and the
time-gated emission spectra at different time delays of [Ru(b-
py)3]2+, RuN719 and RuN3, which are extracted from 2D time-
wavelength emission plots (i.e., those of Fig. 4 for RuN719, and of
Ref. [22] for [Ru(bpy)3]2+). These traces include the solvent Raman
line in the region around 460 nm, which serves as a cross-corre-
lator. It can be seen that the kinetic traces on the blue wing of
the ﬂuorescence overlap quite well that of the Raman line, but ex-
hibit a longer decay than the latter, as already reported for [Ru(b-
py)3]2+ [22] and shown to be due to the ultrafast decay (in 630 fs)
of the 1MLCT state by intersystem crossing to the 3MLCT state. The
overall behaviour of RuN3 and RuN719 appears to be quite similar.
By convoluting with the cross-correlation time of our experiment
Fig. 7. Representative spectra of emission intensity of RuN3 in ethanol, RuN719 in
water and aqueous [Ru(bpy)3]2+, normalized at 525 nm, where the ﬂuorescence
dominates. This normalization shows the increase with time of longer lived 1MLCT


















Fig. 8. Time-integrated reconstructed spectra (pre-exponential factor multiplied by
time constant, plotted as a function of the emission wavelength) obtained with a
global ﬁt analysis of data for RuN719 in water reported in Fig. 4. The uncertainty on
the lifetimes of the long component is estimated to be ±30 fs.
56 O. Bräm et al. / Chemical Physics 393 (2012) 51–57(110 fs), ﬁts of the kinetic traces at 500 nm (corresponding to the
range of the 1MLCT emission free from longer-lived contributions,
see Fig. 7) yield decay times of 630 fs for RuN719 and 645 fs for
RuN3, in good agreement with Ref. [18]. However, in all three dyes
the decay becomes longer for longer detection wavelengths. For
example, in the case of RuN3 the ﬁt gives a time constant of
60 fs for the trace at 600 nm, wavelength at which Sundstromand co-workers [13] reported a 70 fs lived stimulated emission
signal in their transient absorption studies. As this value does not
reﬂect the lifetime of the 1MLCT at maximum, it may be due to
longer-lived lower lying 1MLCT states or a weak contamination
by the 3MLCT emission, which for RuN3 is peaked at 800 nm
[18]. For reasons discussed below, we believe that the ﬁrst option
is more likely.
To further investigate the nature of this longer component in
RuN719 and RuN3, we performed a global ﬁt analysis of the 2D
time-wavelength plot of RuN719 in water, which was chosen be-
cause it has the best signal to noise ratio. The result yields two dif-
ferent decay times, corresponding to different spectral components
shown in Fig. 8. The ﬁrst, centred around 570 nm, is pulse-limited
(630 fs) and is clearly associated with the 1MLCT ﬂuorescence. The
second component has a longer decay time (190 fs) and lies fur-
ther to the red, but it does not occur in the range where the 3MLCT
phosphorescence is expected (compare with top of Fig. 4). It is
most likely due to other states of the 1MLCT manifold, which have
been predicted by Density functional theory (DFT) and time-
dependent density functional theory (TD-DFT) calculations of
RuN3 [33,34]. The analogues of these states for RuN719 may be
responsible for this emission.
The results of Figs. 1–3 and 5 clearly show that the singlet emis-
sion bands of both Ru and Fe complexes stem from a vibrationally
cold state as far as the high frequency Franck–Condon modes are
concerned, even though high lying vibrational levels and electronic
states are excited. Since the time-zero emission spectra exhibit
mirror image symmetry with respect to the absorption band and
show no solvent dependence, we can exclude solvation dynamics
as being responsible for this behaviour. That the Stokes shift occurs
on such an ultrashort time scale, which we estimate to 610 fs for
[M(bpy)3]2+, is quite remarkable given the large amount of energy
it represents, and the fact that we are dealing with sub-vibrational
time scales, since the highest frequency optically coupled (FC)
mode has a period of 20 fs (1607 cm1). As a matter of fact, if
the system is thought of as a damped classical oscillator, the
10 fs decay time would be associated with a damping ratio as high
as 0.2, corresponding to 90% energy loss within the ﬁrst
oscillation.
As already discussed, the appearance of a mirror-like (with re-
spect to absorption) ﬂuorescence at t = 0 is due to IC and IVR pro-
cesses causing an ultrafast departure from the initially excited
vibronic level(s). This occurs in the same fashion in Fe- and Ru-
complexes and, for the latter, it is inﬂuenced neither by the ligands,
nor by the solvent. Furthermore, this behaviour appears to be quite
general, since it has been observed in other metal complexes
[35,36], in the case of organic dyes [30,37–39], and even of chro-
mophores in proteins [19,40]. The ultrafast IC may involve conical
intersection among the manifold of electronic states, but also and
as mentioned above, the excess energy is redistributed among low-
er frequency modes that are optically silent. Finally, the ultrafast
relaxation down the manifold of 1MLCT states repeats itself in
the 3MLCT manifold after the intersystem crossing as witnessed
by the fact that the phosphorescence of [Ru(bpy)3]2+ shows up
within 100 fs or so at the same position as in the steady-state spec-
tra [22].
The presence of a weak 3MLCT absorption on the red edge of the
1MLCT absorption (Figs. 1 and 4), and the fact that the latter has an
absorption coefﬁcient that is one order of magnitude smaller that
of organic dyes with pure singlet states, suggest that the singlet
and triplet MLCT states are strongly mixed. Yet, it is quite remark-
able how clearly distinguishable the bands are that are associated
to these two classes of states in all emission spectra. It is possible
that the IC occurs among the manifold of spin-mixed MLCT states
and that part of the population ends up at the bottom of the pre-
dominantly 1MLCT manifold, while the rest is already in the
O. Bräm et al. / Chemical Physics 393 (2012) 51–57 57predominantly 3MLCT manifold, although the previous [22,23] and
present results seem to hint to a relaxation cascade that ﬁrst takes
place among predominantly 1MLCT states and then intersystem
crosses to the 3MLCT manifold.
The above observations have a direct incidence on the function-
ing of DSSCs, since injection from the Franck–Condon accessed
state [16,17] must compete with the ultrafast departure from it
due to intramolecular processes such as IC and IVR on a sub-10 fs
time scale. This aspect is discussed in a forthcoming paper present-
ing ﬂuorescence up-conversion studies of DSSCs [41].
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